conductimeter. Electrospray mass spectra (ESI-MS) were recorded in methanol on a Bruker
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S-2 Organic compounds were identified by Gas Chromatography-Mass Spectrometry (GC-MS) recorded in the mass range 1-1000 m/z on a Agilent 6890 GC-Agilent 5973 MS, equipped with a polar capillary column HP-5MS (30m x 0.25 mm d.i. x 0.25 µm). The catalytic reactions were analyzed on a GC HP 6890N with an ionization detector fitted up to a HP Ultra-1 (25m x 0.32 mm d.i. x 0.17 µm). Calibration was made with the internal standard tetradecane.
Synthesis.
All experiments were carried out under an atmosphere of argon using Schlenk techniques. Solvents were obtained from a Solvent Purification System (Innovative Technologies). CDCl 3 , CD 2 Cl 2 , THF-d 8 (Euriso-top) were dried using activated molecular sieves.
Standard literature procedures were used to prepare the starting materials [Rh(μ-Cl) 
S-2
General Procedure for Hydroamination Catalytic Experiments. The catalytic hydroamination reactions were carried out under an argon atmosphere in a thick glass reaction tube fitted with a greaseless high-vacuum stopcock. In a typical experiment, the reactor was charged with a solution of the catalyst (0.020 mmol) in THF (2 cm 3 ), 2 mg of molecular sieves in powder (4Å) and the reactants in the following order: piperidine (0.800 mmol, 79 µL), tetradecane as internal standard (0.350 mmol, 91 µL) and styrene (3.24 mmol, 371 µL). The mixture was stirred at room temperature until the catalyst was completely dissolved, and then placed in an thermostatized oil bath at the required temperature.
The yield and selectivity were determined by GC analysis under the following conditions:
Initial Tª 50ºC for 4 min, ramp 15º/min, and final Tª 250º for 10 min. 
